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(54) PREPARATION OF ETHYLAMTNE DERIVATIVES 

Austrailia, of 33 Albert Raid mSIS^v? 0 : P fv ' ctor J a ' Commonwealth of 
declare ^^m^^^^^^^^^J^^ 3004, do hereby 
method by which it is to be «3 £ £ pa l e - nt mav be granted to us, and the 
following statement:- Panned to be particularfy described in and by thl 

derivatives^ 111 i0Venti ° n re,ates t0 a for preparing ethylamine 

The invention provides a process for preparing compounds of formula I 




-*0 which 




IV 



cSalyT R ^ R> m 85 defined «■ X * halogen) using platinum oxide as 

«P«£8S^^ P re ^ ab ' v carried out at 

about 1000 p.s j. and at about lOO^C TheliJS WW Really at pressures of 
in the range 63-.95V 'when n&^^? ^ ^ ge ^^ * """fly 
dehalogenatlonandi^uctiOTofSS USed £n Cata,vst Md °ot£ 

a single* step whereaVoK cfiwte §3 f o r OSS?* m °. an i e achieved 1,1 
have been found to ^SSSStS^ SS^SV^ ° T D J ckel 

of formula III IO ™uia i v can be prepared by halogenating a compound 




(wherein R and R» independently represent hydrogen or Q-C 4 alkyl). 
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r,.., J he p^miJounds of formula III can be prepared by treating pineronal or a 
functional derivative thereof with a compound of the formula if p,perona ' or a 




(wherein R and R« independently represent hydrogen or G— C alky!) 

n h»„Iiw^ ep " atI ? n -,, of ^ compound, l,l-dimethyl-2-(3,4.methyle*nedioxy- 
phenyDethylamme is illustrated in the following reaction scheme- ,cncaiox ' 




2 1000psi 
100°C 




(63.2%-95% yidd) 

The invention is illustrated in the following Example: 

EXAMPLE 

( ->\ i ; P n pa ^ ti /°? , of J ,ll 'Rj m , e % , - 2 ^ 3 .^raethylenedioxyphenyl)ethyIamine 
fa) lA-Dimetliyl-2-h>&ox^ nyiamme 

25-Cv^Sde n dto684f St&£'°f a ? £ • HtreS ° f methano1 coo,ed * 
_o c was added to 684g (689.5ml; 7.68 moles) of 2-n tropropane after which 360 4« 

Km«|£3, 0 te° na1 w ? re ,fdded. The solution was stirred at room tempeSrf 

The JSEfcf 00 ^ ,n an 1Ce ^ a , th a 5 d acidir,ed with 14 litres of J N sulphuric acid 
The resulting mixture was diluted with 5 litres of water, and an oil which 

S rt f t lT S l ph< i n ? d o^ and added to a rapidly stirred solution of I87.4g (1 8 
moles) of sodium bisulphate in 12 litres of water. The mixture was stirred for 15 
minutes, after which the solid which formed was separatXnd wXd I three Umes 

conce 5 , t h rlt e Jfn% 0 „ rg T C K la r WaS ° ff ' Washed wUh bnne dried and 

n3 «Si n f° ^ 0,1 wh,ch was crystallised from a mixture of 250ml of toluene 
and 850ml of hexane to give l.Wimethy|.2-hydroxy-2K3,4-methvIenedwxv! 
phenyI)nitroethane m.p. 88-91' (Yield 200%). The mothe> Hquor S X 

, C hTn^ iit ', 0n WaS o d j lut „ cd a further of hexane to give a further crop of 
the product, m.p. 88— 91° (49.9g; total yield 250.3g, 43.6°;). P 
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(b) IJ-Dimethyl'2<hloro*2^3 t 4^ethylenediox)q}henyl)nitroethane 

A solution of 242.8g (1.016 moles) of l,l-dimethyl-2-hydroxy-2-(3,4- 
methylenedioxyphenyl)nitroethane in 500ml of benzene was treated with 139g 
(84ml, 1.17 moles) of thionyl chloride, after which the mixture was refluxed fori 
5 hours, cooled slightly and concentrated to a dark yellow oil which crystallised on 5 
cooling and seeding. The resulting solid was broken up and dispersed in 150ml of 
2 - propanol after which it was separated, washed twice with cold 2 - pro- 
panol and dried to give crude IJ - dimethyl-2-chloro-2-(3,4-methYlenedioxy- 
phenyljnitroethane as a light yellow solid m.p. 63— <S6°C (yield 230.9g). A 20l.3g 
10 portion of the crude product was treated with "Darco" (Trade Mark) activated 10 

carbon and recrystalhsed from 402ml of SDA— 30 to give 181.6g (79.6%) of the 
pure product as a white solid m.p. 65— 67°C). 

(c) lJ-Dimethyl-2j3A-methylenedioxyphenyl)ethylamine 

A mixture of 51.52g (0.2 mole) of l,l-dimethyI-2-chloro-2-(3 % 4-methylenedioxy- 
15 phenyl)nitroethane, 2.0g of 83.8 weight % purity platinum oxide, 13.0g (0.22 mole) 15 
of sodium acetate and 4.0g of "Darco ' in 96ml of acetic acid and 500ml of 
SDA — 30 was stirred under a hydrogen atmosphere at 1000 p.s.i. and 100°C for a 
period of 5 hours, after which uptake of hydrogen ceased. The solution was cooled 
and filtered, and the filtrate was concentrated to an oil which was treated with 
20 400ral of water. The mixture was extracted twice with ether, after which the 20 
aqueous layer was made alkaline by addition of 20% aqueous sodium hydroxide 
and extracted four times with chloroform. The combined extracts were filtered 
through "Dicalite (Trade Mark) diatomaceous earth product, washed with water, 
dried and concentrated to a light yellow oil which was distilled using a 2 inch 19/30 
25 joint size distillation column to give l,l-dimethyl-2-(3,4-methylenedioxy- 25 
phenyl)ethlyamine as a clear colourless oil, b.p. 68— 85°C. 0.6—0.04 ram Hg 
(Yield 24.4g, 63.2%). 

ANALYSIS 

Calculated for CnH^NC^: C, 68.37%; H, 7.82%; N, 7.25%. 
30 Found: C, 68.15%; H, 7.16%; N, 7.16%. 30 

WHAT WE CLAIM IS:— 

1. A process for preparing a compound of formula I 




(wherein R and R 1 independently represent hydrogen or C,— C 4 alkyl) which 
35 comprises catalytically hydrogenating a compound of formula" IV 35 



(wherein R and R 1 are as defined above and X is halogen) using platinum oxide as 
catalyst. 

2. A process as claimed in Claim 1 wherein said hydrogenation is carried out 

40 at a pressure of about 1000 psi and at a temperature of about 100°C 40 

3. A process as claimed in Claim 1 or Claim 2 wherein R and R 1 are both 
methyl. 

4. A process as claimed in any one of Claims 1 to 3 wherein X is chlorine. 

5. A process as claimed in Claim 1 and substantially as hereinbefore described 

45 in section c of the Example. 45 
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6. A compound of formula I whenever prepared by a process as claimed in 
any one of the preceding Claims. 

7. A process as claimed in any one of Claims 1 to 5 wherein the compound of 
formula IV is prepared by halogenating a compound of formula III 




HI 



(wherein R and R 1 independently represent hydrogen or Q— C 4 alkyl). 

8. A process as claimed in Claim 7 and substantially as hereinbefore described 
in sections b and c of the Example. 

9. A compound of formula I whenever prepared by a process as claimed in 

10 Claim 7 or Claim 8. 10 

10. A process as claimed in Claim 7 or Claim 8 wherein the compound of 
formula III is prepared by treating piperonal or a functional derivative thereof 
with a compound of the formula II 



-NQ2 n 



15 (wherein R and R 1 independently represent hydrogen or C, — C 4 alkyl). 15 

11. A process as claimed in Claim 10 and substantially as hereinbefore 
described in the Example. 

12. A compound of formula I whenever prepared by a process as claimed in 
Claim 10 or Claim 11. 

W. H. BECK, GREENER & CO., 
7 Stone Buildings, 

Lincoln's Inn, 
London WC2A 3SZ. 
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